(19) 



Europaisches Paterrtamt 
European Patent Office 
Office europeen des brevets 



(11) 



EP 0 982 320 A1 



(12) 



EUROPEAN PATENT APPLICATION 

published in accordance with Art. 158(3) EPC 



/Afi\ Rota rrf nt iWifa+Jnrv 


int n 7 - nnftp a/id nnftF 220/20 




C08F 220/54, C09D 5/00, 


(21) Application number: 99907928.8 


G03F7/11 


f 22* Date of f ilina* 1 5.03.1 999 


(86) International application number: 


PCT/JP99/01244 




(87) International publication number: 




W0 99/47571 (23.09.1999 Gazette 1999/38) 


(84) Designated Contracting States: 


• KIMURA, Ken 


DE FR GB IT 


Dartocho, Ogasa-gun, Sizuoka 437-1496 (JP) 




• MATSUO, Shoko 


(30) Priority: 17.03.1998 JP 6662698 


Dartocho, Ogasa-gun, Sizuoka 437-1496 (JP) 


(71) Applicant: 


• Tanaka, HatsuyukJ 


Dartocho, Ogasa-gun, Sizuoka 437-1496 (JP) 


Clartarrt Rnance (BVI) Limited 




Road Town, Tortola (VG) 


(74) Representative: 




Hotter, Klaus, Dr. et al 


(72) Inventors: 


Clariarrt GmbH 


• KANG, WervBing 


Patente, Marken, Lizenzen 


Dartocho, Ogasa-gun, Sizuoka 437-1496 (JP) 


Am Unisys-Park 1 


• NISHIWAK), Yoshlnorf 


65843 Sulzbach (DE) 


Dartocho, Ogasa-gun, Sizuoka 437-1496 (JP) 



S5 

CM 
CO 



(54) UGHT-ABSORBING POLYMERS AND APPUCATION THEREOF TO ANTI REFLECTION HUM 

(57) A high-performance anti-reflective coating 
which highly absorbs a given light e.g., deep ultraviolet 
rays, tenaciously adheres to substrates upon coating 
formation, is satisfactory in covering, and eliminates the 
influence of standing waves in the production of inte- 
grated circuits; novel light-absorbing polymers for form- 
ing the anti-reflective coating; and a process for 
producing the polymers. One of the polymers is pro- 
duced by esterrfying a copolymer comprising carboxylic 
anhydride groups and/or dicarboxylic acid groups such 
as maleic acid as basic recurring units with a hydroxy- 
lated aromatic chromophore. The unreacted carboxylic 
acid groups or acid anhydride groups remaining in the 
esterrfied light-absorbing polymer may be amidated 
and/or imidized with an aminated aromatic compound. 
Each of these polymers is dissolved in an organic sol- 
vent comprising an alcohol, aromatic hydrocarbon, 
ketone, ester, or combination of these, and the solution 
is applied to a substrate and then baked to form an anti- 
reflective coating. 
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Description 

TECHNICAL FIELD 

5 [0001] The present invention relates to a radiation absorbing polymer and application thereof to an anti-reflective ooat- 
ing and in particular to a radiation absorbing polymer suitable as a material for forming an anti-reflective coating in pro- 
ducing fine elements such as integrated circuit elements by photolithographic process, as well as to a method of 
producing the same, a film forming composition containing the radiation absorbing polymer and an anti-reflective coat- 
ing therefrom. 

10 

BACKGROUND ART 

[0002] In the field of manufacturing integrated circuit elements, miniaturization of processing size in lithographic proc- 
ess is proceeding in order to achieve higher degrees of integration, and in recent years the development of technology 

is enabling fine processing in the submicron order is advancing. In this lithographic process, a resist is applied onto a sub- 
strate, and then a mask pattern is transferred to the resist by exposure to radiation and developed with a suitable devel- 
oper to form a desired resist pattern. However, many substrates used in the field of manufacturing integrated circuit 
elements have high reflectivity, and there is a problem of standing waves based on the interference between exposure 
light and reflected light off a substrate, and another problem is that particularly when a substrate having uneven surface 

20 is used as a substrate to be coated with a resist, an exposure light passing through the resist layer is reflected off the 
substrate whereby the light reaches the resist portion which should not be exposed to the light, thus causing pattern 
defects or resulting in a failure to obtain a pattern having desired resolution or desired shapes. 
[0003] To solve these problems, various methods have been proposed so far. The known methods include e.g. a 
method of dispersing, in a resist a dye having absorption in the wavelength range of exposure light, a method of form- 

25 ing an anti-reflective coating consisting of an inorganic compound coating such as titanium nitride etc. on a substrate 
by CVD or vacuum deposition, a method of forming an anti-reflective coating by applying onto a substrate an organic 
polymer solution having a radiation absorbing dye dispersed or dissolved therein, and a method of forming a radiation 
absorbing coating by applying onto a substrate a radiation absorbing polymer having a chromophore bound chemically 
to the polymer. 

so [0004] Among these methods, the method of dispersing a radiation absorbing dye in a resist has problems such as 
reduction in resist sensitivity, thinning of the resist layer during development and sublimation of the dye during baking. 
On the one hand, the method of using an inorganic anti-reflective coating has various problems such as difficulty in 
accurate control of coating thickness, difficulty of forming a coating with uniform thickness, requirement for a special 
apparatus upon conducting vacuum deposition, poor adhesion to a resist film, and necessity of another dry etching 

35 process in order to transfer a pattern. Further, the method of dispersing a radiation absorbing dye in an anti-reflective 
coating has problems such as separation of the dye from the polymer upon forming an anti-reflective coating by spin 
coating, elution of the dye into a resist solvent, and sublimation of the dye into a resist film at the time of baking. Fur- 
thermore, some anti-reflective coatings using the organic substance described above, particularly containing a low- 
molecular dye dispersed in the polymer, fail to form a coating with uniform thickness on a substrate with uneven surface. 

40 [0005] On the other hand, the method of using a radiation-absorbing polymer having a chromophore bound chemi- 
cally to the polymer does not have such drawbacks, so this method has attracted attention in recent years. The method 
of forming an anti-reflective coating by use of a radiation absorbing polymer, and the radiation absorbing polymer mate- 
rial used in this method, are described in e.g. JP-A 6-75378. JP-A 6-1 18656. WO 9412912, US-A 4,910,122 and US-A 
5.057,399. In production of LSI In recent years, deep ultraviolet rays (DUV) with a wavelength of 248 nm or less comes 

45 to be used for exposure of a photoresist to achieve high resolution, and in particular when a certain radiation of such 
short wavelength is used for exposure, an anti-reflective coating is essential to keep the good resolution and good pat- 
tern shape of a resist image to be formed. As the anti-reflective coating materials for Mine using a radiation absorbing 
polymer, anti-reflective coating materials, e.g. AZ®-BARLi® (Clariant Co.). which can form an anti-reflective coating 
with uniform thickness even on a substrate with uneven surface, that is, which is excellent in step coverage and other 

so characteristics are known. But under the present circumstances, there is no anti-reflective coating material for DUV, 
which particularly has step coverage similar to or more than that of AZ®-BARU® and is excellent in other properties 
such as radiation absorption characteristics, etching characteristics and adhesion to a substrate. 
[0006] The object of the present invention is to provide an anti-reflective coating free of the problems in the prior art 
described above, that is. a coating which is excellent in step coverage, does not cause transfer and sublimation of a dye 

55 during heating, has a high anti-reflectivity effect is also excellent in adhesion to a substrate, dry etching properties, 
thermostability and handling, and is capable of forming a high-resolution resist image excellent in pattern shape; a 
novel radiation absorbing polymer having a radiation absorbing dye bound chemically to a polymer chain thereof, which 
is used in said coating; a method of preparing the same; and a film forming composition containing said novel radiation 
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absorbing polymer. 

DISCLOSURE OF THE INVENTION 



[00071 As a result of their eager study, the present inventors found that the problems described above can be solved 
by linking and introducing a specific radiation absorbing compound to a specific polymer chain, more desirably by 
selecting the type of the radiation absorbing compound, the amount thereof introduced into a polymer and the type of 
comonomer or by regulating the copolymerization ratio thereof, and the present invention was thereby completed. 
[0008] That is, the present invention relates to a radiation absorbing polymer (first radiation absorbing polymer) com- 
prising at least both a recurring units represented by formula 1 and a recurring units represented by formula 2: 



15 



20 wherein 



COOH COO— Ar 



(1) 



R 1 and R 2 may be the same or different and each represent a hydrogen atom, an alkyl group or other organic 
groups, Ar represents an organic chromophore. and n is 0 or an integer of 1 or more; 



(2) 



30 




wherein 

R 3 and R 4 may be the same or different and each represent a hydrogen atom, a carboxyl group, an alkyl group or 
35 other organic groups, and Y represents a hydrogen atom, a substituted or non-substituted alkyl group, a substituted 
or non-substituted alkoxyl group, a halogen atom, -CN, an alkylcarbonyloxy group, an imide group, a substituted or 
non-substituted carbamoyl group, a substituted carbonyl group, a substituted or non-substituted oxycarbonyl group 
or a substituted or non-substituted phenyl group. 

40 [0009] Further, the present invention relates to a method of preparing the f irst radiation absorbing polymer described 
above, wherein (a) a polymer comprising at least both at least one recurring unit selected from recurring units repre- 
sented by formula 3-1 or 3-2 and a recurring unit represented by formula 2 above is reacted with (b) a compound con- 
taining a hydroxyl group represented by formula 4: 



45 



50 




(3-1) 



wherein 

55 R 1 , R 2 and n have the same meanings as defined above; 
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COOH COOH 



(3-2) 



10 wherein 

R 1 , R 2 and n have the same meanings as defined above; 



Ar-OH (4) 



15 wherein 

At has the same meaning as defined above. 



[001 0] Further, the present invention relates to a radiation absorbing polymer (second radiation absorbing polymer) 
comprising at least a recurring unit represented by formula 1 above, a recurring unit represented by formula 2 above. 
20 and a recurring unit represented by formula 5 and/or formula 6: 



25 



30 

wherein 



COOH CONH 

X— A? 



(5) 



R\ R 2 and n have the same meanings as defined above. Ar 2 represents an organic chromophore bound to X via 
an oxygen atom, a nitrogen atom or a sulfur atom as necessary, and X represents a direct bond, a methylene group 
or a linear, branched or cyclic alkylene group containing at least 2 carbon atoms; 



40 



45 



X— Ai 2 



so wherein 

R 1 , R 2 , Ar 2 , X and n have the same meanings as defined above. 



[001 1 ] In the present invention, the organic chromophores represented by Ar and Ar 2 absorb radiation and these are 
preferably substituted or non-substituted, phenyl groups, heterocyclic groups or fused ring groups. In the present inven- 
tion. Ar and Ar 2 may be the same or different Substituents on the substituted or non-substituted phenyl groups include 
a nitro group, alkoxyl group, aryloxy group, hydraxyl group, alkylcarbonyl group, aromatic cyclic group (e.g. phenyl group 
or naphthyl group), and a vinyl group un&ubstituted or substituted with a phenyl group or naphthyl group. Examples of 
such substituted or non-substituted phenyl groups include groups derived from the following: 
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5 



10 



15 



20 




25 

[0012] The heterocyclic groups and condensed ring groups include cyclic groups such as pyridine, thtophene, furan, 
quinoline, naphthalene, anthracene and phenanthrene shown below. These groups may also be substituted with an 
30 alkyl group, altaxyl group, nitro group, halogen group, hydroxy! group etc. 



35 



40 




[001 3] Further, the preset invention relates to a method of preparing the second radiation absorbing polymer, wherein 
a radiation absorbing polymer comprising at least a recurring unit represented by formula 1 above, a recurring unit rep- 
60 resented by formula 2 above, and a recurring unit represented by formula 3-1 and/or formula 3-2 above is reacted with 
an aromatic compound containing an amino group represented by formula 7: 

Ar^X-NHg (7) 

55 wherein 

Ar 2 and X have the same meanings as defined above. 
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10014] Further, the present invention relates to a film forming composition and an anti-reflective coating comprising 
the first radiation absorbing polymer and/or the second radiation-absorbing polymer described above. 
[00151 Hereinafter, the present invention is described in more detail, but the following description is not intended to 
limit the scope of the present invention. 

[001 6] The first radiation absorbing polymer of the present invention, as described above, is produced by reacting (a) 
a polymer having at least both at least one recurring unit selected from recurring units represented by formula 3-1 or 3- 
2 and a recurring unit represented by formula 2 with (b) a compound containing a hydraxyl group represented by for- 
mula 4 above. Production of the first radiation absorbing polymer is conducted generally by dissolving the starting pol- 
ymer (a) and the hydraxyl group-containing compound (b) in a solvent and then esterifying a carboxyl group or an acid 
anhydride group in the starting polymer (a) with the hydroxyl-group containing compound (b) at raised temperatures. 
The number average molecular weight of the starting polymer is usually 300 to 1 0,000,000, and this starting polymer is 
preferably a polymer in which the recurring unit represented by formula 3-1 or 3-2 is 5 to 80 mol-% relative to the total 
recurring units while the recurring unit represented by formula 2 is 20 to 70 mol-% relative to the total recurring units, 
and the hydraxyl group-containing compound is used preferably in an amount of 5 to 70 mol-% relative to the total recur- 
ring units of formulae 3-1 and 3-2 in the polymer. Preferably, the first radiation absorbing polymer thus produced has a 
molecular weight of about 30,000 to 1 ,000,000 and contains at least 5 mol-% recurring unit of formula 1 relative to the 
total recurring units. 

[001 7] The monomer components forming the recurring unit represented by formula 3-1 or 3-2 constituting the start- 
ing polymer include e.g. dicarbaxylic acids and acid anhydrides such as maleic acid, maleic anhydride and derivatives 
thereof, glutaric acid, glutaric anhydride and derivatives thereof. Among these, acid anhydrides are preferable, and 
maleic anhydride is particularly preferable. 

[0018] The recurring unit represented by formula 2 is used for conferring good film formability, high radiation absorp- 
tion, high etch rate, solubility in specific solvents, good storage stability, crosslinking (curing) properties or other prefer- 
able characteristics on the polymer. Typical examples of monomers for constituting the recurring unit represented by 
formula 2 include styrene, vinyl ether, acrylate, methacrylate. and derivatives thereof. Specific examples of preferable 
monomers for forming the recurring unit represented by formula 2 include methyl methacrylate. methyl acrylate, 2- 
hydroxyethyl methacrylate. ethyl methacrylate. 2-(methacryloyiaxy)ethyl methacrylate. butyl methacrylate. t-butyl meth- 
acrylate. glycidyl methacrylate. methacrytic acid, acrylic acid, acrylonitrile. acrylamide, hydraxymethyl acrylamide, 2- 
isocyanatoethyi methacrylate, 4-acetaxystyrene. 3-methyl-4-hydroxystyrene. styrene. vinyl chloride, ethyl vinyl ether, 
butyl vinyl ether, isobutyl vinyl ether, cyclohexyl vinyl ether, methyl vinyl ether, maleimkJe, vinyl acetate, 2-isocyanatoe- 
thyl acrylate etc. Among these, styrene. methyl methacrylate. methacrylic acid, methyl acrylate, hydraxymethyl acryla- 
mide. butyl methacrylate, t-butyl methacrylate. glycidyl methacrylate. methyl vinyl ether and butyl vinyl ether are 
preferable, and methyl vinyl ether and styrene are more preferable 

[0019] If the amount of the hydraxyl group-containing compound is less than an equimolar amount relative to the 
recurring units represented by formula 3-1 or 3-2 in producing the first radiation absorbing polymer, a part of the recur- 
ring units represented by formula 3-1 or 3-2 contained in the starting polymer remain unreacted in the first radiation 
absorbing polymer. 

[0020] The starting polymer is preferably a maleic anhydride/alkyi vinyl ether or styrene copolymer, particularly pref- 
erably a maleic anhydride/methyl vinyl ether copolymer represented by formula 12: 

^ HC CH-^ £-CH 2 — CH— ^ (12) 



[0021] The number average molecular weight of the copolymer represented by formula 12 above is preferably 300 to 
10.000.000. particularly preferably 10,000 to 3,000.000. 

[0022] By reaction with the hydroxy! group-containing compound represented by formula 4 above, the recurring unit 
containing an acid anhydride group in formula 12 above forms the recurring unit represented by formula 13: 
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CH-3 (*> 

COOAr 

10 [0023] On the other hand, preferable examples of the hydroxy! group-containing compound represented by formula 4 
are compounds represented by formula 8. 9 or 10: 



OH 



15 




wherein 

R 5 represents an alkyl group, an alkoxyl groupt a nitro group or other organic groups, and when m is 2 or more, 
respective R 5 groups may be the same or different and m is 0 or an integer of 1 to 5; 



30 




wherein 

R 6 represents an alkyl group, an alkoxyl group, a nitro group or other organic groups, and when p is 2 or more, 
respective R 6 groups may be the same or different and p is 0 or an integer of 1 to 7; 



40 




(10) 



wherein 

45 R 7 represents an alkyl group, an alkoxyl group, a nitro group or other organic groups, and when q is 2 or more, 
respective R 7 groups may be the same or different and q is 0 or an integer of 1 to 9. 

[0024] Preferable examples of compounds represented by formulae 8 to 10 are the compounds (0 to (VI) shown 
below. When the first radiation absorbing polymer is used as the material of an anti-reflective coating, the compound 

so represented by formula 4 should basically absorb radiation of predetermined wavelength, but as described below, when 
the first radiation absorbing polymer contains a recurring unit represented by formula 3-1 or 3-2, it is further converted 
into the second radiation absorbing polymer by reaction with the amino group-containing aromatic compound repre- 
sented by formula 7, and when this amino group-containing aromatic compound absorbs radiation of predetermined 
wavelength, it is not necessarily required for the compound represented by formula 4 to absorb radiation of exposure 

ss wavelength, that is, radiation of predetermined wavelength. 



-CH 

I 

COOH 
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[0025] Among the compounds represented by formula 4, the following compounds are preferably used in the relation- 
ship with absorption wavelength: the compound of formula (III) is used for Mine (wavelength; 365 nm), the compound 
of formula (VI) is used for a KrF excimer laser (248 mm), and the compound of formula (I) is used for an ArF excimer 
laser (1 93 nm). Production of the f irst radiation-absorbing polymer is not limited to the method described above, and as 
a matter of course, the first radiation-absorbing polymer can also be produced by copolymerization of monomers nec- 
essary for constituting the respective recurring units of the radiation-absorbing polymer. 

[0026] Further, the second radiation absorbing polymer of the present invention contains the recurring unit repre- 
sented by formula 5 or 6 in addition to the recurring units of the first radiation absorbing polymer in order to improve the 
characteristics of the first polymer. The second radiation absorbing polymer of the present invention is produced usually 
by allowing a carboxyl group or an acid anhydride group in the recurring unit having a dicarboxyiic acid group or an acid 
anhydride group still not reacting with the hydroxy! group-containing compound in the first radiation absorbing polymer 
to react with the aromatic compound containing an amino group represented by formula 7 thereby further introducing a 
radiation absorbing group into the main chain of the polymer through an amide and/or irrtide linkage. 

A^-X-NHg (7) 

wherein 

Ar 2 and X have the same meanings as def ined above. 

[0027] One of preferable examples of the amino group-containing aromatic compound represented by formula 7 is a 
compound represented by formula 14: 




(14) 
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wherein 

Z represents an oxygen atom, a nitrogen atom or a suKur atom, R 9 is present in the only case where Z is a nitrogen 
atom, whereupon R 9 represents a hydrogen atom, an alkyl group or other organic groups, h is an integer of 1 to 4, 
5 R 8 represents a hydrogen atom, a halogen atom, a hydroxyl group, an amino group, a sulfonic acid group or other 

organic groups, and when a plurality of R 8 groups are present on the ring, these groups may be the same or differ- 
ent, or R 8 groups may be combined with one another to form an aliphatic or aromatic ring. 

[0028] Among the compounds represented by formula 1 4. the compounds represented by formula 1 1 wherein Z is a 
10 nitrogen atom and R 9 is a hydrogen atom are particularly preferable. 



15 



(0 2 N), 




NH 2 



20 

wherein 

R 8 and h have the same meanings as defined above. 

25 [0029] Particularly preferable examples of the compounds represented by formula 7 above are the following com- 
pounds (VII) to (XIV): 



30 



40 





NO2 



N02 



NO2 




SO3H 



45 



50 



55 



9 



EP 0 982 320 A1 



5 



10 



20 



25 




(XIV) 



30 

[0030] Among these, the aminoanthracene strongly absorbs radiation from a KrF excimer laser (248 mm) and thus it 
is preferable as a materia! of an anti-reflective coating for the KrF excimer laser However, in the present invention, the 
compound containing a reactive amino group may be a compound improving not only the radiation absorption charac- 
teristics of a polymer formed but also polymer performance such as film formabilrty etc.. and for example, when Ar has 

35 absorption at a predetermined wavelength, it is not necessarily required to use a compound having an absorption range 
at the predetermined wavelength as the amino group-containing compound. Further, production of the second radiation 
absorbing polymer is not limited to the method described above, and as a matter of course, the second radiation 
absorbing polymer may also be produced by copolymer ization of monomers necessary for constituting the respective 
recurring units of the second radiation absorbing polymer. 

40 [0031 ] The radiation absorbing polymer of the present invention when used as an anti-reflective coating in producing 
integrated circuit elements can become a polymer having an absorption wavelength adjusted to a exposure wavelength 
for resist ranging from about 180 nm to about 450 nm by suitably combining the hydroxyl group-containing compound 
of formula 4 above with the amino group-containing aromatic compound of formula 7. Further, a plurality of compounds 
of formula 4 or 7 each having a different absorption wavelength range can be used to confer absorption of different 

45 exposure wavelengths on the polymer, so the radiation absorbing polymer of the present invention is very useful as a 
material of an anti-reflective coating. 

[0032] The first and/or second radiation absorbing polymer described above is dissolved in a suitable solvent to form 
a film forming composition, and preferable solvents for forming this film forming composition include rbutyrolactone. 
cyclohexanone, dimethylacetamide, dimethylformamide, dimethyl sulfoxide, N-methyl pyrrolidone, ethyl lactate (EL), 

so methoxy propanol (PGME). propylene glycol monomethyl ether acetate (PGMEA), or mixtures thereof. However, the 
solvent used for forming the film forming composition of the present invention is not limited to these specifically enumer- 
ated solvents. Among these, particularly preferable solvents are rbutyrolactone, cyclohexanone, EL, PGME. and a 
mixed solvent of PGME and PGMEA. In addition, the concentration of the radiation absorbing polymer in the film form- 
ing composition is usually 20 % by weight or less. 

55 [0033] When the film forming composition is produced by using the radiation absorbing polymer of the present inven- 
tion, a surface active agent and silane-based leveling agent can be added in a small amount in it to adjust adhesion and 
coating characteristics onto a substrate. Further, low-molecular compounds or polymer materials, for example, a 
crosslinking agent, a crosslinWng auxiliary or other radiation absorbing compounds can also be added as necessary. 
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[0034] The film forming composition of the present invention is used mainly for forming a bottom anti-reflective coating 
upon producing an integrated circuit, but the purpose of its use is not limited to the field of manufacturing of integrated 
circuit elements. As described above, the hydroxyl group-containing compound represented by formula 4 and the amino 
group-containing aromatic compound represented by formula 7 are suitably combined whereby a radiation absorbing 
s polymer that can well absorb radiation having peaks in the range of 180 nm to 450 nm used for exposure to resists can 
be obtained, and because of the radiation absorption of this light absorbing polymer, the reflection of exposure radiation 
off a substrate is prevented, and a defect-free resist pattern with high resolution can be formed. 
[0035] The anti-reflective coating of the present invention is formed by applying the film coating composition compris- 
ing the radiation absorbing polymer of the present invention onto a substrate by spin coating, cast coating or roller coat- 
to ing as the thickness of its dried film on the substrate is e.g. 500 to 50,000 angstrom and then baking it at suitable 
temperatures. The baking temperature is, for example, 90 to 250 °C or so, preferably 180 to 220 °C. The substrate on 
which the anti-reflective coating has been formed is usually coated with a photoresist in predetermined thickness and 
then pre-baked to form a photoresist coating thereon. Typical examples of solvents for the photoresist include EL, 
PGMEA and ketones, but the solvent for the photoresist is not limited to these solvents. The photoresist whether posi- 
ts tive or negative can be used. The pre-baking temperature is considerably varied depending on the photoresist used, 
and usually it is in the range of about 30 to 200 °C. Further, exposure radiation for the photoresist can be selected from 
visible light ultraviolet rays, deep ultraviolet rays. X-rays and electron beams, depending on the photoresist used. The 
radiation absorbing polymer used in the anti-reflective coating is selected from the polymer which has an absorption 
range in the exposure wavelength range used for the exposure described above. After the exposure, after-baking is 
20 conducted as necessary, followed by development with a developer to form a resist pattern. Then, dry etching of the 
anti-reflective coating is conducted using gas plasma such as oxygen plasma. A resist pattern for processing or treating 
the substrate is thereby formed. The developer used may be any one known in the art. such as alkaline aqueous solu- 
tions or aqueous alkali solutions in which a metal hydroxide, organic amine or the like is dissolved. 

25 BEST MODES FOR CARRYING OUT THE INVENTION 

[0036] Hereinafter, the present invention is described in more detail by reference to the Examples and Comparative 
Examples, which however are not intended to limit the present invention. 

so Example 1 (Polymer synthesis 1) 

[0037] 7.2 g of 1 -naphthol was dissolved in 300 g of cyclohexanone. and 1 7.4 g of commercially available poly(maletc 
anhydride-co-methyMnyl ether) powder (18459-4, manufactured by Aldrich Co.) was added gradually thereto at room 
temperature under stirring. After completion of the addition, the reaction mixture was heated up to 140 °C and reacted 

35 at this temperature for 4 hours, and the reaction solution was cooled down to 100 °C or less. 13.7 g of N-(2,4-din*itroph- 
enyl) phenyfene diamine (Disperse Yellow 9) was added thereto and then the reaction solution was heated at 140 °C 
for about 4 hours. Thereafter, the reaction solution was cooled to room temperature, and the reaction solution was pre- 
cipitated with isopropanol. The precipitate was collected by filtration and dried in vacuum to obtain 31 g of polymer solid. 
QPC analysis using lithium chloride-added dimethyrformamide as a mobile phase and polyethylene oxide as a standard 

40 substance revealed that the obtained polymer had a weight average molecular weight (Mw) of 59,000, a number aver- 
age molecular weight (Mn) of 23.000, and a polydispersity (Mw/Mn) of 2.56. The k value of the film formed from the pol- 
ymer solution was about 0.28 at 248 nm, as measured by a spectral ellipsometer. 

Example 2 (Polymer synthesis 2) 

45 

[0038] 9.7 g of 9-hydroxyanthracene was dissolved in 320 g of cyclohexanone, and 1 7.4 g of commercially available 
poly(maleic anhydride-co-methyMnyl ether) powder (18459-4, manufactured by Aldrich Co.) was added gradually 
thereto at room temperature under stirring. After completion of the addition, the reaction mixture was heated up to 140 
°C and reacted at this temperature for 4 hours, and the reaction solution was cooled down to 100 °C or less. 13.7 g of 

so N-(2 f 4-dinitrophenyl)phenylene diamine (Disperse Yellow 9) was added thereto and then the reaction solution was 
heated at 140 °C for about 4 hours. Thereafter, the reaction solution was cooled to room temperature, and the reaction 
solution was precipitated with isopropanol in a usual manner. The precipitate was dried in vacuum to obtain 33 g of pol- 
ymer solid. GPC analysis using lithium chloride-added dimethyrformamide as a mobile phase and polyethylene oxide 
as a standard substance revealed that the obtained polymer had a weight average molecular weight (Mw) of 54,000, a 

55 number average molecular weight (Mn) of 21 ,000, and a polydispersity (Mw/Mn) of 2.57. The k value of the f am formed 
from the polymer solution was about 0.55 at 248 nm, as measured by a spectral ellipsometer. 



11 



EP 0 982 320 A1 



Example 3 (Polymer synthesis 3) 

[0039] 4.7 g of phenol was dissolved in 280 g of cyclohexanone, and 17.4 g of commercially available poly(maleic 
anhydride-co-methylvinyl ether) powder (18459-4, manufactured by Aldrich Co.) was added gradually thereto at room 

5 temperature under stirring. After completion of the addition, the reaction mixture was heated up to 140 °C and reacted 
at this temperature for 4 hours, and the reaction solution was cooled down to 1 00 °C or less. 9.65 g of 1 -aminoanthra- 
cene was added thereto and then the reaction solution was heated at 140 °C for about 4 hours. Thereafter, the reaction 
solution was cooled to room temperature, and the reaction solution was precipitated with isopropanol in a usual man- 
ner. The obtained precipitate was dried in vacuum to obtain 25 g of polymer solid. GPC analysis using lithium chloride- 

io added dimethytformamide as a mobile phase and polyethylene oxide as a standard substance revealed that the 
obtained polymer had a weight average molecular weight (Mw) of 50,000, a number average molecular weight (Mn) of 
21 ,000. and a polydispersity (Mw/Mn) of 2.38. The k value of the film formed from the polymer solution was about 0.49 
at 248 nm, as measured by a spectral ellipsometer. 

is Example 4 (Experiment for comparing coverage) 

[0040] The polymers obtained in Examples 1 to 3 were added at a concentration of about 3 % in cyclohexane respec- 
tively and stirred at room temperature to be dissolved completely. The respective solutions were filtered through a 0.1 
jim filter, and the resulting filtrates were designated coating solutions A, B and C, respectively. On the other hand, resist 

20 patterns of 1 .0 \un in height were formed on a silicon wafer at pattern intervals of 1 Jim, 3 Jim and 5 |im, and platinum 
was vapor-deposited thereon. A plurality of these silicon wafers with uneven surface were prepared and spin-coated at 
3.000 rpm with the above coating solutions A. B and C and an AZ®-BARLi® solution (manufactured by Clariant Co., 
hereinafter the same) as comparative examples. After this the coated wafers were baked at 200 °C for 60 seconds on 
a hot plate to form 1 .000 angstrom anti-reflective coatings on the wafers. As the result of the pattern observation of each 

25 specimen under a scanning electron microscope (SEM). it was found that the anti-reflective coatings obtained from the 
polymers of the invention exhibit similar coverage properties to those of the film of AZ®-BARLi® or slightly improved 
coverage properties as compared with the film of AZ®-BARLi®. 

Example 5 (Elution experiment of anti-reflective coatings after baking into resist solvents) 

30 

[0041] The coating solutions A. B and C obtained in Example 4 above were applied respectively onto silicon wafers 
and then baked at 1 60 °C. 1 80 °C. 200 °C and 220 °C to form films thereon, and resist solvents (MEK. EL. PGMEA and 
PGME) and a developer (2.38 wt % aqueous solution of tetramethyl ammonium hydroxide (TMAH)) were dropped 
respectively on the films, and after 60 seconds, the solvents or solutions on the films were wiped off and the reduction 
35 of the film thickness was examined. As a result, it was confirmed that the anti-reflective coatings of the present invention 
show no reduction of film thickness if baked at 200 °C or more. . Accordingly, it could be confirmed that the anti-reflective 
coatings prepared at a suitable baking temperature from the anti-reflective coating material of the present invention did 
not change at the time of coating or development of the resist film. 

40 Example 6 (Experiment of testing resist pattern) 

[0042] Each of the coating solutions obtained in Example 4 above was applied onto a silicon wafer so that a film hav- 
ing 60 nm in thickness was formed thereon after baking at 220 °C for 60 seconds. Thereafter. AZ® DX2034P. a resist 
for deep ultraviolet ray (DIN) manufactured by Clariant Co. was applied onto it so that a f am having 0.75 jim in thickness 

45 was formed after pre-baWng at 90 °C for 60 seconds. Then, the wafer was exposed to radiation by means of DUV step- 
per EX10B (exposure wavelength: X - 248 nm) from Nikon Corporation, then subjected to post-exposure bake at 105 
°C for 90 seconds and developed with 2.38 wt % aqueous TMAH. Observation of the cross section of each of the thus 
obtained resist patterns under SEM revealed that the anti-reflective coatings of the present invention did not have any 
compatible layer with the resist film, and good resist patterns without having any influence, on the profile of the resist 

so pattern, of standing waves generated by reflection off the substrate were formed. 

[0043] Further, AZ®-BARLi® was also subjected to the same experiment under the same conditions as above to form 
a resist pattern by using AZ® DX2034P. Observation of the cross section of each of the thus obtained resist patterns 
under SEM revealed that there existed some standing waves on the resist pattern and considerable footing of the resist. 
It was thus found that the anti-reflective coating material of the present invention was more suitable for the DUV resist 

55 than AZ®-BARU®. 
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Example 7 (Experiment of comparing etchability) 

[0044] Anti-reflective coating films formed from the coating solutions obtained in Example 4 above and an anti-reflec- 
tive coating film formed from AZ®-BARLi® the Comparative Example, each having the same film thickness, were baked 
5 at 200 °C, and they were subjected to an etching comparative test using a dry etching apparatus. As a result, it was 
found that the polymer films of the present invention have the same degree of etch rate as that of AZ®-BARU® and 
some of the films of the present invention exhibited somewhat faster etch rate than that of AZ®-BARU®. 

EFFECT OF THE INVENTION 

to 

[0045] As described above, the radiation absorbing polymer of the present invention has a excellent coverage prop- 
erty, good absorption for specific wavelength radiation such as deep ultraviolet rays, good adhesion to a substrate, and 
easy film formation. Further, this radiation absorbing polymer can be easily produced, and it can form a radiation 
absorbing polymer having absorption characteristics in a desired absorption range by suitably changing a combination 

is of a hydroxyl group-containing compound and an amino group-containing aromatic compound to be introduced into the 
polymer main chain, and one kind of composition containing the polymer can serve as an anti-reflective coating material 
toward a plurality of radiations. Further, a film forming composition containing this radiation absorbing polymer is 
applied to form a coating and then the coating is heated at suitable temperatures to be made insoluble in solvents or 
developers for resist, so an anti-reflective coating which is not dissolved during formation or development of a resist film 

20 can be formed. In addition it can be easily removed by dry etching. Thus the radiation absorbing polymer of the present 
invention possesses preferable film characteristics in photolithography. 

INDUSTRIL APPLICABILITY 

25 [0046] As described above, the radiation absorbing polymer of the present invention is used preferably as a radiation 
absorbing composition and a radiation absorbing coating, in particular an anti-reflective coating upon producing inte- 
grated circuit elements. 

Claims 

30 

1. A radiation absorbing polymer comprising at least both a recurring unit represented by formula 1 and a recurring 
unit represented by formula 2: 



COOH COO-Ar 

40 



wherein 

45 R 1 and R 2 may be the same or different and each represent a hydrogen atom, an alkyl group or other organic 

groups, Ar represents an organic chromophore. and n represents 0 or an integer of 1 or more; 



50 




wherein 

R 3 and R 4 may be the same or different and each represent a hydrogen atom, an alkyl group, a carboxyl group 
or other organic groups, and Y represents a hydrogen atom, a substituted or non-substituted alkoxyl group, a 
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substituted or non-substituted alkyl group, a halogen atom, -CN, an alkylcarbonyloxy group, an imide group, a 
substituted or non-substituted carbamoyl group, a substituted carbonyl group, a substituted or non-substituted 
oxycarbonyl group or a substituted or non-substituted phenyl group. 

A method of preparing a polymer described in claim 1 by esterifying a polymer comprising at least both at least one 
selected from recurring units represented by formula 3-1 or 3-2 and a recurring unit represented by formula 2, with 
a compound containing a hydroxyl group represented by formula 4: 




(3-1) 



wherein 



R 1 and R 2 may be the same or different and each represent a hydrogen atom, an alkyl group or other organic 
groups, and n represents 0 or an integer of 1 or more; 



[ ] 

COOH COOH 



(3-2) 



wherein 

R 1 , R 2 and n have the same meanings as defined above; 




(2) 



wherein 

R 3 and R 4 may be the same or different and each represent a hydrogen atom, a carboxyl group, an alkyl group 
or other organic groups, and Y represents a hydrogen atom, a substituted or non-substituted alkoxyl group, a 
substituted or non-substituted alkyl group, a halogen atom, -CN. an alkyl carbonyloxy group, an irrtide group, a 
substituted or non-substituted carbamoyl group, a substituted carbonyl group, a substituted or non-substituted 
oxycarbonyl group or a substituted or non-substituted phenyl group; 



Ar-OH (4) 



wherein 

Ar represents an organic chromophore. 



A radiation absorbing polymer comprising at least a recurring unit represented by formula 1 , a recurring unit repre- 
sented by formula 2 and a recurring unit represented by formula 5 or 6: 
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COOH COO-Ar 



wherein 



R 1 and R 2 may be the same or different and each represent a hydrogen atom, an alkyl group or other organic 
groups, Ar represents an organic chromophore, and n represents 0 or an integer of 1 or more; 

R 3 R 4 



£-<r — < 2 > 

H I 



wherein 

R 3 and R 4 may be the same or different and each represent a hydrogen atom, a carbaxyl group, an alkyl group 
or other organic groups, and Y represents a hydrogen atom, a substituted or non-substituted alkoxyt group, a 
substituted or non-substituted alkyl group, a halogen atom. -CN. an alkylcarbonyloxy group, an imide group, a 
substituted or non-substituted carbamoyl group, a substituted carbonyl group, a substituted or non-substituted 
oxycarbonyt group or a substituted or non-substituted phenyl group; 




COOH CONH 



X-Ai* 



wherein 

R 1 , R 2 and n have the same meanings as defined above. Ar 2 represents an organic chromophore bonded to 
X via an oxygen atom, a nitrogen atom or a sulfer atom as necessary, and X represents a direct bond, a meth- 
ylene group or a linear, branched or cyclic alkylene group containing at least 2 carbon atoms; 
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R 1 * 



\" \ ^(CH2> _ / ~l 
-C< (6) 



X— A>. 



wherein 

R 1 , R 2 , Ar 2 , X and n have the same meanings as defined above. 



A method of preparing a polymer described in claim 3 by reacting a radiation absorbing polymer comprising at least 
a recurring unit represented by formula 1, a recurring unit represented by formula 2 and a recurring unit repre- 
sented by formula 3-1 or 3-2 with an aromatic compound containing an amino group represented by formula 7: 



r- R \^(CH^^ 



(i) 

COOH COO-Ar 



wherein 



R 1 and R 2 may be the same or different and each represent a hydrogen atom, an alkyl group or other organic 
groups. Ar represents an organic chromophore. and n represents 0 or an integer of 1 or more; 

R 3 R 4 



H I 



wherein 

R 3 and R 4 may be the same or different and each represent a hydrogen atom, a carbaxyl group, an alkyl group 
or other organic groups, and Y represents a hydrogen atom, a substituted or non-substituted alkoxyl group, a 
substituted or non-substituted alkyl group, a halogen atom, -CN, an alkylcarbonyioxy group, an imide group, a 
substituted or non-substituted carbamoyl group, a substituted carbonyi group, a substituted or non-substituted 
oxycarbonyl group or a substituted or non-substituted phenyl group; 




(3-1) 



wherein 

R 1 , R 2 and n have the same meanings as defined above; 
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COOH COOH 



(3-2) 



10 



wherein 

R 1 , R 2 and n have the same meanings as defined above, 

A^-X-NHa 



(7) 



15 wherein 

Ar 2 represents an organic chromophore bonded to X via an oxygen atom, a nitrogen atom or a sulfur atom as 
necessary, and X represents a direct bond, a methylene group, or a linear, branched or cyclic alkylene group 
containing at least 2 carbon atoms. 

20 5. The method of preparing a radiation absorbing polymer described in claim 2, wherein the compound containing a 
hydroxy! group represented by formula 4 is a compound represented by formula 8, 9 or 10: 



25 



OH 




<«) 



30 



35 



wherein 



R 5 represents an alkyl group, an alkoxyl group, a nitro group or other organic groups and when a plurality of R 5 
groups are present on the ring, these groups may be the same or different, and m represents 0 or an integer 
of 1 to 5; 



40 




OH 



(9) 



wherein 



45 R 6 represents an alkyl group, an alkoxyl group, a nitro group or other organic groups and when a plurality of R 6 

groups are present on the ring, these groups may be the same or different, and p represents 0 or an integer of 
1to7; 



50 




OH 



(10) 



55 wherein 

R 7 represents an alkyl group, an alkoxyl group, a nitro group or other organic groups and when a plurality of 
groups are present on the ring, these groups may be the same or different, 
and q represents 0 or an integer of 1 to 9. 
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6. The method of preparing a radiation absorbing polymer described in claim 4, wherein the aromatic compound con- 
taining an amino group represented by formula 7 is a compound represented by formula 1 1 : 



10 



(O2N) 




NH 2 



(11) 



wherein 



15 r 8 represents a hydrogen atom, a halogen atom, a hydroxyl group, an amino group, a sulfonic acid group or 

other organic groups and when a plurality of R 8 groups are present on the ring, these groups may be the same 
or different, or R 8 groups may be combined with one another to form an aliphatic or aromatic ring, and h is an 
integer of 1 to 4. 

20 7. A film forming composition containing a radiation absorbing polymer described in claim 1 and/or a radiation absorb- 
ing pdymer described in claim 3. 

a An anti-reflective coating containing a radiation absorbing polymer described in claim 1 and/or a radiation absorb- 
ing polymer descrfoed in claim 3. 

25 
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